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(57) ABSTRACT

An object of the present mvention 1s to provide a method for
producing a cross-linked polyvinyl acetal resin, which can
provide a cross-linked polyvinyl acetal resin having high
mechanical strength and excellent solvent resistance by a
simple method without a cross-linking agent, and can solve
such problems as sheet attack, insuificient strength, and insta-
bility of viscosity for a long-time storage, and another object
ol the present invention 1s to provide a cross-linked polyvinyl
acetal resin produced by the above method for producing a
cross-linked polyvinyl acetal resin. The method for produc-
ing a cross-linked polyvinyl acetal resin comprises the step of
irradiating a polyvinyl acetal resin at least having structural
units represented by the following formulas (1) to (4) with
ultraviolet light having a wavelength 1n a range of 200 to 365
1111,
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wherein R' represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (5), (6), and (7).
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METHOD FOR PRODUCTION OF
CROSSLINKED POLYVINYL ACETAL RESIN,
AND CROSSLINKED POLYVINYL ACETAL
RESIN

This application 1s a U.S. national stage of International
Application No. PCT/JP2008/057186 filed Apr. 11, 2008.

TECHNICAL FIELD

The present invention relates to a method for producing a
cross-linked polyvinyl acetal resin, which can provide a
cross-linked polyvinyl acetal resin having high mechanical
strength and excellent solvent resistance by a simple method
without a cross-linking agent, and thus can solve such prob-
lems as sheet attack, insuificient strength, and instability of
viscosity for a long-time storage. The present invention also
relates to a cross-linked polyvinyl acetal resin produced by
the above method for producing a cross-linked polyvinyl
acetal resin.

The present invention also relates to a method for produc-
ing a thermal transfer ink sheet, which can provide a cross-
linked polyvinyl acetal resin having suificient mechanical
strength by a simple method without a cross-linking agent,
and thus can solve such problems as msuificient strength and
heat resistance of a thermal transier 1nk sheet.

The present invention further relates to a method for pro-
ducing an ofiset printing plate and a method for producing a
negative resist, which can provide a cross-linked polyvinyl
acetal resin having excellent photosensitivity and alkali-
washability by a simple method without a cross-linking
agent, and thus can solve such problems as unnecessary resi-
dues and undesired dissolution upon exposure-developing

steps. The present mnvention also relates to a resin composi-
tion for a negative resist.

BACKGROUND ART

Polyvinyl acetal resins are excellent 1n strength, facilitate
film formation, allow 1organic and organic particles such as
pigments to be well dispersed therein, and are excellent 1n
adhesiveness to a surface to be applied to, and thereby poly-
vinyl acetal resins have been used 1n various applications such
as ks, paints, baking enamels, wash primers, and ceramic
green sheets.

Studies have been performed in various fields for further
increasing strength and solvent resistance of a polyvinyl
acetal resin, and such studies have proposed, for example, a
method in which a cross-linking agent 1s added to a polyvinyl
acetal resin and then the mixture 1s heated to allow the poly-
vinyl acetal resin to be cross-linked between the molecules.

For example, Patent Document 1 discloses a method in
which a polyvinyl acetal resin and an i1socyanate resin are
mixed with each other and the mixed resin 1s allowed to be
cured. Patent Documents 2 and 3 disclose methods in which
a cured film 1s formed by a thermosetting reaction. Patent
Document 4 discloses a method in which hydrogen of a
hydroxy group 1n polyvinyl butyral 1s substituted by N-me-
thyleneacrylamide and then the polyvinyl butyral 1s irradiated
with light such as electron beam to be cross-linked and cured.

The trouble 1s that, 1n these methods, 1t 1s required to add a
component for triggering a cross-linking reaction, such as a
cross-linking agent and a polymerization initiator, at the time
of curing or to add it to a polyvinyl acetal resin 1n advance.
Thus, 1t 1s difficult to stably store the resins 1n a state of a
solution, and residues of the component for triggering a cross-
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linking reaction causes staining and degradation. Further-
more, processes get complicated.

In the methods of Patent Documents 2 and 3, a cross-
linking reaction 1s allowed to proceed by thermosetting; how-
ever, 1n the case where a material to be coated with a resin 1s
vulnerable to heat or heating cannot be performed in the
process, the methods cannot be employed, or a cross-linking
reaction msuiliciently proceeds to cause sheet breaking. As
disclosed i Examples of Patent Document 3, 1t requires
much time to allow a cross-linking reaction to start without
heating. Furthermore, a polyvinyl acetal resin 1s decomposed
in the case of applying electron beam or X rays.

Accordingly, there 1s a demand for a method which 1s
capable of producing a cross-linked polyvinyl acetal resin
having a suificient degree of cross-linkage and excellent sol-
vent resistance without adding a photopolymerization nitia-
tor or a cross-linking agent such as an acryl monomer.

One of the applications of a polyvinyl acetal resin 15 a
material for a thermal transfer ink sheet.

A thermal transfer technique has been conventionally
employed as one of the means for forming and recording
letters and 1mages. In the thermal transier technique, a ther-
mal transfer image-receving sheet 1s covered with an 1nk
sheet in which a pigment or a dye 1s dispersed, and then heat
1s applied above the 1ink sheet. Thereby, the pigment or the dye
1s transierred onto the thermal transfer image-recerving sheet
to form an 1mage. The thermal transfer technique 1s broadly
divided into a thermal wax transfer technique and a dye
sublimation technique. The dye sublimation technique 1s
employed for photo printing, output terminals for medical
and analysis devices, photo printing for ID cards, and other
purposes. The contemporary digitalizing world expects fur-
ther improvement of the dye sublimation technique.

Examples of the dye sublimation-type thermal transier ink
sheet include a sheet 1n which ink layers, such as yellow,
magenta, and cyan layers, and a protecting layer for imparting
light fastness to a transferred 1mage are successively formed.

Thermal transfer ink sheets for the dye sublimation-type
thermal transier techmque have been recently required to be
adaptable to high speed printing. In particular, ink layers of a
thermal transfer ink sheet are required to be excellent in
properties such as heat resistance, weather resistance, and 1nk
retentivity; while a protecting layer 1s required to contain a
highly-strong binder resin component and to have excellent
abrasion resistance because 1t 1s to be laminated on the out-
ermost surface after transferred onto an 1mage-receiving
paper.

In the case where ink layers or protecting layers of a ther-
mal transfer ink sheet 1s formed by a conventional polyvinyl
acetal resin, heat resistance or strength of the sheet 1s 1msul-
ficient and thereby the sheet 1s not adaptable to high speed
printing. Furthermore, use of a binder resin having a high
glass transition temperature or a binder resin having a high
degree of polymerization has been examined for the purpose
ol increasing the heat resistance and strength. However, these
binders cause disadvantages, such as a longer dissolution
time of a binder resin and increase 1n solution viscosity which
1s controlled upon application to a medium to inhibit easy
solution transier via a pump. Such disadvantages result 1n
reduction 1n productivity.

Many studies have been conducted from various angles for
strengthening a polyvinyl acetal resin used 1n the aforemen-
tioned fields. For example, the following method has been
studied; that 1s, a cross-linking agent 1s added to a polyvinyl
acetal resin and then a mixture 1s heated, and thereby the
polyvinyl acetal resin 1s allowed to be cross-linked between
their molecules.
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Patent Documents 1 to 4 disclose methods for curing and
cross-linking a polyvinyl acetal resin for dealing with the
above problems. The trouble 1s that, 1n these methods, 1t 1s
required to add a component for triggering a cross-linking
reaction, such as a cross-linking agent and a polymerization
initiator, at the time of curing or to add it to a polyvinyl acetal
resin 1n advance. Thus, 1t 1s difficult to stably store the resins
in a state of a solution, and residues of the component for
triggering a cross-linking reaction causes staining and degra-

dation. Furthermore, processes get complicated.

In the methods of Patent Documents 2 and 3, a cross-
linking reaction 1s allowed to proceed by thermosetting; how-
ever, 1n the case where a material to be coated with a resin 1s
vulnerable to heat or heating cannot be performed in the
process, the methods cannot be employed, or a cross-linking
reaction msuificiently proceeds to cause sheet breaking. As
disclosed in Examples of Patent Document 3, 1t requires
much time to allow a cross-linking reaction to start without
heating. Furthermore, a polyvinyl acetal resin 1s decomposed
in the case of applying electron beam or X rays.

Accordingly, there 1s a demand for a method which 1s
capable of providing a cross-linked polyvinyl acetal resin
having a sufficient degree of cross-linkage and high mechani-
cal strength without adding a photopolymerization initiator or
a cross-linking agent such as an acryl monomer.

A polyvinyl acetal resin 1s also used as a binder for an
inorganic particle-dispersed paste i which iorganic par-
ticles such as electrically conductive powders and ceramic
powders are dispersed. An mnorganic particle-dispersed paste
1s formed 1nto a predetermined shape by various printing
methods such as screen printing and offset printing. In par-
ticular, offset printing can excellently print straight lines and
plates for offset printing have high strength, so that produc-
tion ol address electrodes and bus electrodes of plasma dis-
plays by offset printing has been tested.

On an offset printing plate used 1n offset printing, a photo-
sensitive material layer 1s wrradiated with ultraviolet light to
develop and form a pattern. Patterns have been finer recently,
and accordingly, a resin layer which serves as a protruding
portion 1s required to have high shape retentivity.

A polyvinyl acetal resin excellently adheres to a substrate
and a film thereof has excellent strength; however, 1t cannot
be used for pattering. Thus, a polyvinyl acetal resin 1s tenta-
tively added to a conventional patterning material to achieve
good patterning and retentivity. In such a case, although shape
retentivity of a protruding portion increases, polyvinyl
butyral 1s difficult to be dissolved 1n an alkali-washing liquid
and thus washing is insufliciently performed, which results 1n
unclear separation between protruding and recessed portions
on an oifset printing plate.

Studies have been performed from various angles for
increasing strength and solvent resistance of a polyvinyl
acetal resin. For example, the following method has been
studied; that 1s, a cross-linking agent 1s added to a polyvinyl
acetal resin and then the mixture 1s heated to allow the poly-
vinyl acetal resin to be cross-linked between the molecules.

For example, Patent Documents 1 to 4 disclose methods for
curing and cross-linking a polyvinyl acetal resin for dealing
with the above problems. Patent Documents 2 and 3 disclose
curing methods by heat, so that 1t 1s not suitable for patterning.
The method disclosed in Patent Document 4 requires addition
of N-methylene acrylamido group by a post-reaction reaction
alter production of polyvinyl butyral. This results in problems
such as high production cost and residues of a catalyst used in
the post-reaction reaction to cause staining or difficulty in
stable storage. Furthermore, a curing reaction requires a cata-
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lyst, and this results 1n difficulty 1n stable storage and discol-
oration and degradation due to catalyst residues.

[,

Accordingly, there 1s a demand for a method for providing
a polyvinyl acetal resin which excellently adheres to a sub-
strate, forms a film having high strength, and 1s cross-linkable
by application of ultraviolet light without a catalyst.

Patent Document 1: Japanese Kokai Publication No. 2006-
156493 (JP-A 2006-156493)

Patent Document 2: Japanese Kohyo Publication No. 2006-
522863 (JP-W 2006-522863)

Patent Document 3: Japanese Kohyo Publication No. 2006-
523754 (JP-W 2006-523754)

Patent Document 4: Japanese Kokoku Publication No. HO7-
14973 (JP-B HO7-14973)

DISCLOSURE OF THE INVENTION

Problems to be Solved by the Invention

In view of the above situation, an object of the present
invention 1s to provide a method for producing a cross-linked
polyvinyl acetal resin, which can provide a cross-linked poly-
vinyl acetal resin having high mechanical strength and excel-
lent solvent resistance by a simple method without a cross-
linking agent, and thus can solve such problems as sheet
attack, msuificient strength, and instability of viscosity for a
long time, and to provide a cross-linked polyvinyl acetal resin

produced by the above method for producing a cross-linked
polyvinyl acetal resin.

Another object of the present invention 1s to provide a
method for producing a thermal transfer ink sheet, which can
provide a cross-linked polyvinyl acetal resin having high
mechanical strength by a simple method without a cross-
linking agent, and thus can solve such problems as 1nsuifi-
cient strength and heat resistance of a thermal transfer ink
sheet.

Still another object of the present invention 1s to provide a
method for producing an offset printing plate and a method
for producing a negative resist, which can provide a cross-
linked polyvinyl acetal resin having excellent photosensitiv-
ity and alkali-washability by a simple method without a cross-
linking agent, and thus can solve such problems as
unnecessary residues and undesired dissolution upon expo-
sure-developing steps, and to provide a resin composition for
a negative resist.

Means for Solving the Problems

One aspect of the present invention 1s a method for produc-
ing a cross-linked polyvinyl acetal resin, comprising the step
of irradiating a polyvinyl acetal resin at least having structural
units represented by the following formulas (1) to (4) with
ultraviolet light having a wavelength 1n a range o1 200 to 365
1111,
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carbon group; and R® represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (5), (6), and (7).
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The present invention will be specifically described here-
inbelow.

The present inventors have made eager studies, and thus
have found that a cross-linked polyvinyl acetal resin having a
high degree of cross-linkage can be provided through a
simple method without a cross-linking agent in the case of
irradiating a polyvinyl acetal resin having predetermined
structural units with ultraviolet light having a wavelength 1n
the range of 200 to 365 nm to allow the polyvinyl acetal resin
to be cross-linked. The present inventors have turther found
that such a cross-linked polyvinyl acetal resin has sutificient
mechanical strength and excellent solvent resistance. Thus,
the present invention has been completed.

40

45

50

The production method of a cross-linked polyvinyl acetal
resin of the present invention comprises the step of irradiating,
a polyvinyl acetal resin at least having structural units repre-
sented by the following formulas (1) to (4) with ultraviolet
light having a wavelength 1n the range of 200 to 365 nm.

55

A polyvinyl acetal resin at least having structural units
represented by the following formulas (1) to (4) 1s used 1n the

above step.
60
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wherein R' represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R” represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (5), (6), and (7).
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In the polyvinyl acetal resin, the amount of the vinyl alco-
hol unit represented by the formula (1) 1s desirably 17 mol %
or more, and desirably 40 mol % or less. If the amount thereof
1s less than 17 mol %, solubility to an organic solvent to be
used upon dissolution may be low. If the amount thereof 1s
more than 40 mol %, the polyvinyl acetal resin easily absorbs
moisture, and thereby the product may not be stably stored in
the case of using the polyvinyl acetal resin as a binder resin.

In the polyvinyl acetal resin, the amount of the acetal unit
represented by the formula (2) 1s desirably 35 mol % or more,
and desirably 80 mol % or less. If the amount thereof 1s less
than 35 mol %, the polyvinyl acetal resin may not be dis-
solved 1n an organic solvent to be used upon dissolution. If the
amount thereof 1s more than 80 mol %, the amount of a
residual hydroxy group may be small, and thereby strength of
a cross-linked polyvinyl acetal resin to be provided may be
POOT.

In the polyvinyl acetal resin, an acetal group 1s formed by
acetalization of two hydroxy groups. Thus, the number of a
pair of the acetalized hydroxy groups 1s counted to obtain a
degree of acetalization 1n terms of mol % 1n this description.

In the acetal unit represented by the formula (2), R' desir-
ably consists of at least one of a hydrogen atom, a methyl
group, and a butyl group. R' more desirably consists of a
methyl group and a butyl group. Such a polyvinyl acetal resin
gives the balance between intermolecular hydrogen bond
force of the vinyl alcohol unit and steric hindrance of the
acetal unit, and thereby a cross-linking reaction requires less
energy. Thus, 1t1s possible to provide a cross-linked polyvinyl
acetal resin which 1s excellent in properties such as mechani-
cal strength, solvent resistance, flexibility, and adhesiveness.
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In the polyvinyl acetal resin, the amount of the acetyl unit
represented by the formula (3) 1s desirably 0.1 mol % or more,
and desirably 25 mol % or less. If the amount thereof deviates
from the above range, solubility of a raw material polyvinyl
alcohol may be low, which inhibits an acetalization reaction.
The desirable upper limit of the amount thereof 1s 15 mol %.

In the polyvinyl acetal resin, the structural unit represented
by the formula (4) has cross-linkability. When the polyvinyl
acetal resin 1s irradiated with ultraviolet light having a wave-
length 1n the range of 200 to 3635 nm, the structural unit forms
a cross-linking structure with another functional group 1n a
molecule. Thus, a cross-linked polyvinyl acetal resin after
curing has high mechanical strength as well as an appropriate
clasticity.

In the structural unit represented by the formula (4), R*
desirably has a moiety where first and second functional
groups are allowed to bond to each other directly or a moiety
where the first and second functional groups are allowed to
bond via a third functional group which 1s different from the
first and second functional groups. The first and second func-
tional groups are selected from the group consisting of the

tfunctional groups represented by the following formulas (5),
(6), and (7).

|Chem. 5]
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In the structural unmit represented by the formula (4),

examples of R” include groups represented by the following
formulas (8) and (9).

|Chem. 6]
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In the polyvinyl acetal resin, the amount of the structural
unit represented by the formula (4) 1s desirably 0.01 mol % or
more, and desirably 50 mol % or less. If the amount thereot 1s
less than 0.01 mol %, formation of a cross-linking structure
may not so sulliciently exert 1ts eflects that the mechanical
strength may be low. If the amount thereof 1s more than 30
mol %, the degree of cross-linkage of a cross-linked body to
be provided may be so high that flexibility thereof may be low.

The degree of polymerization of the polyvinyl acetal resin
1s desirably 200 or more, and desirably 4000 or less. In the
case where the degree of polymerization 1s 1n the above range,
a cross-linked body to be provided may be excellent 1n prop-
erties such as mechanical strength.

In the case of producing a polyvinyl acetal resin in which
R” is the group represented by the formula (8), the polyvinyl
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acetal resin may be produced, for example, by acetalizing a
modified polyvinyl alcohol having a 3-dicarbonyl group, or
by acetalizing an unmodified polyvinyl alcohol and then add-
ing a (-dicarbonyl group thereto. Desirable among these 1s
the method 1 which a modified polyvinyl alcohol having a
3-dicarbonyl group 1s acetalized.

Any conventional method may be employed for adding a
B3-dicarbonyl group. Examples thereof include a method in
which 4-methylene-2-oxetanone 1s added into a solution of
dimethylsulfoxide (DMSQ).

The acetalization method 1s not particularly limited, and
conventionally-known methods may be employed. For
example, the acetalization may be performed by adding an
aldehyde to a solution, such as an aqueous solution of a
modified polyvinyl alcohol, an alcohol solution, a water/
alcohol mixed solution, or a dimethyl sulfoxide (DMSO)
solution, in the presence of an acid catalyst.

The aldehyde to be used 1n the acetalization 1s not particu-
larly limited. Examples thereof include formaldehyde, acetal-
dehyde, propionaldehyde, butylaldehyde, amylaldehyde,
hexylaldehyde, heptylaldehyde, 2-ethylhexylaldehyde,
cyclohexylaldehyde, furtural, glyoxal, glutaraldehyde, ben-
zaldehyde, 2-methylbenzaldehyde, 3-methylbenzaldehyde,
4-methylbenzaldehyde, p-hydroxybenzaldehyde, m-hy-
droxybenzaldehyde, phenylacetaldehyde, and p-phenylpro-
pionaldehyde. In particular, single use of acetaldehyde or
butylaldehyde, or combination use of acetaldehyde and buty-
laldehyde 1s desirable.

The acid catalyst 1s not particularly limited, and both of
organic acids and inorganic acids may be used. Examples
thereol include acetic acid, paratoluene sulfonic acid, nitric
acid, sulfuric acid, and hydrochloric acid.

The acetalization reaction 1s desirably terminated by neu-
tralization with alkali. The alkali 1s not particularly limited,
and examples thereol include sodium hydroxide, potassium
hydroxide, ammonium, sodium acetate, sodium carbonate,
sodium hydrogencarbonate, potassium carbonate, and potas-
sium hydrogencarbonate.

Betore and after the neutralization, the modified polyvinyl
acetal resin obtained 1s desirably washed with a substance
such as water. In order to prevent contamination by impurities
contained in washing water, pure water 1s desirably used for
washing.,

In the present invention, the polyvinyl acetal resin 1s
allowed to be cross-linked by applying ultraviolet light hav-
ing a wavelength 1n the range of 200 to 365 nm thereto.

The polyvinyl acetal resin 1s allowed to be cross-linked not
by heating but by light application in the present invention,
and thereby 1t 1s possible to provide a cross-linked polyvinyl
acetal resin by a simple method. Furthermore, the cross-
linking reaction does not require a cross-linking agent, and
thereby 1t 1s possible to provide a cross-linked polyvinyl
acetal resin having excellently stable viscosity.

In the case of the atlorementioned polyvinyl acetal resin, it
1s possible to provide a cross-linked polyvinyl acetal resin
having a high degree of cross-linkage without applying elec-
tron beam or X-rays. Thus, decomposition of a polyvinyl
acetal resin upon application of electron beam or X-rays can
be prevented and the polyvinyl acetal resin may be cross-
linked and cured by a simple device.

In the case of applying light having a wavelength shorter
than 200 nm, a resin may be decomposed. In the case of
applying ultraviolet light having a wavelength longer than
365 nm, a cross-linking reaction may not be allowed to pro-
ceed sufficiently. Light desirably has a wavelength 1n the
range of 215 to 280 nm. The ultraviolet light having a wave-
length 1n the range of 200 to 365 nm may be a light with a
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continuous spectrum or a light with a line spectrum. In the
case where the ultraviolet light 1s a light with a continuous
spectrum, the ultraviolet light may at least contain an ultra-
violet light having a wavelength 1in the range o1 200 t0 365 nm.

A light source of the ultraviolet light having a wavelength
in the range of 200 to 365 nm 1s not particularly limited as
long as 1t can emit ultraviolet light having a wavelength 1n the
above range. Examples thereol include ultra-high pressure
mercury vapor lamps, high pressure mercury vapor lamps,
low pressure mercury vapor lamps, metal halide lamps, exci-
mer lamps, cold cathodes, UV-LED lamps, halogen lamps,
and high frequency induction UV lamps.

The method for producing a cross-linked polyvinyl acetal
resin of the present invention may be utilized for various

applications such as inks, paints, baking enamels, wash prim-
ers, paints for dye sublimation, dispersants, adhesives,
ceramic green sheets, electrode pastes, multilayer ceramic

capacitors, thermo-developing photosensitive materials, pho-
toresists, seal agents, dry film resists for production of plasma

il

display panels, dielectric layers, piezoelectric films, offset
printing pastes, electrolyte films for solid oxide fuel cells,
interlayer films for laminated glasses, build-up substrates,
resin filters, green compacts, ribs of plasma display panels,
hollow fine particles, reflection films, polarizing films, and
phase contrast films.

For example, 1n the case of producing an interlayer film for
a laminated glass by the method of the present invention, the
cross-linking structure makes 1t possible to maintain viscosity
of an interlayer film at high temperatures, and thereby dis-
placement of a glass can be prevented upon glass lamination.

In the case of producing a build-up substrate by the method
of the present invention, the cross-linking structure prevents
casy moisture absorption and deformation. Thus, a build-up
substrate to be obtained absorbs less moisture and maintains
its shape stably, so that defects such as warpage of the sub-
strate can be prevented.

In the case of producing a resin filter by the method of the
present invention, that 1s, ultraviolet light defined 1n the
present invention 1s applied to a molded body containing a
specific polyvinyl acetal resin, a polyvinyl acetal resin has a
high degree of cross-linkage. This results 1n great increase in
durability of a resin {filter to be obtained.

In the case of producing a green compact by the method of

the present invention, the cross-linking structure gives great
increase 1n mechanical strength of the green compact, and
thereby defects such as breaks and cracks can be prevented.

In the case of producing a rib 1n a plasma display panel by
the method of the present invention, a rib precursor has
increased strength and thereby the rib precursor can be sub-
jected to sandblast-forming. In particular, the method of the
present invention can be suitably used 1n a production method
comprising a batch firing step. Also 1n the production of a rnib
in a plasma display panel, UV curability 1s imparted to a rib
paste, so that nb can be formed by development even without
sandblasting.

Furthermore, i the case of producing an offset printing
paste by the method of the present invention, patterning and
development are performed without a cross-linking agent, so
that degradation and discoloration are prevented. Thus, an
offset printing paste having excellent shape retentivity can be

provided.

In the case of producing hollow fine particles by the
method of the present invention, the cross-linking structure
increases strength of the particles, so that the particles can
retain their shape. Thus, the particles can have smaller par-
ticle size.
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In the case of producing a reflection sheet by the method of
the present invention, the cross-linking structure greatly
increases adhesiveness between a sheet made of a polyvinyl
acetal resin and an evaporated aluminum layer. Thus, defects
such as separation thereof can be prevented.

In the case of producing a polarizing film by the method of
the present mmvention, the cross-linking structure prevents
casy moisture absorption. Thus, defects such as film warpage
can be prevented even without formation of an overcoat layer.

In the case of producing a phase contrast film by the
method of the present invention, the cross-linking structure
increases heat resistance. Thus, the film can endure a dura-
bility test.

The method for producing a cross-linked polyvinyl acetal
resin of the present invention can provide a cross-linked poly-
vinyl acetal resin. Such a cross-linked polyvinyl acetal resin 1s
also one aspect of the present invention.

The cross-linked polyvinyl acetal resin of the present
invention produced by the above production method can have
suificient mechanical strength and excellent solvent resis-
tance. Thus, troubles such as sheet attack and damages on a
green sheet can be prevented.

The cross-linking reaction does not require a component
for triggering a cross-linking reaction such as a cross-linking
agent and photopolymerization initiator. Thus, the cross-
linked polyvinyl acetal resin of the present invention can be
stably stored in the case where the resin 1s dissolved in a
solvent.

Furthermore, the resin does not suffer from troubles such
as discoloration and degradation due to residues of a cross-
linking agent.

As 1s the case with the conventional polyvinyl acetal resins,
the cross-linked polyvinyl acetal resin of the present mnven-
tion 1s high 1n strength, facilitates film formation, and allows
inorganic and organic particles such as pigments to be well
dispersed therein. Furthermore, the cross-linked polyvinyl
acetal resin of the present invention can have excellent
mechanical strength and solvent resistance which the conven-
tional polyvinyl acetal resins do not have. Because of such
advantages, the cross-linked polyvinyl acetal resin of the
present mvention may be utilized for various applications
such as 1nks, paints, baking enamels, wash primers, paints for
dye sublimation, dispersants, adhesives, ceramic green
sheets, electrode pastes, multilayer ceramic capacitors,
thermo-developing photosensitive materials, photoresists,
seal agents, dry film resists for production of plasma display
panels, dielectric layers, piezoelectric films, offset printing
pastes, electrolyte films for solid oxide fuel cells, interlayer
f1lms for laminated glasses, build-up substrates, resin filters,
green compacts, ribs of plasma display panels, hollow fine

particles, retlection films, polarizing films, and phase contrast
f1lms.

In the method for producing a thermal transfer 1nk sheet of
the present invention, an 1k layer and/or a protecting layer 1s
formed on at least one surface of a support medium. The
production method comprises the steps of: applying a resin
composition containing a polyvinyl acetal resin at least hav-
ing structural units represented by the following formulas (1)
to (4) and an organic solvent to the support medium; drying
the resin composition; and 1rradiating the resin composition
with ultraviolet light having a wavelength 1n the range of 200
to 365 nm to allow a cross-linking reaction to proceed,
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|Chem. 8]
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wherein R represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R* represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (5), (6), and (7).

|Chem. 9]

()
_C_

O
(6)

(7)

- NH2

The present mventors have made eager studies, and thus
have found that a cross-linked polyvinyl acetal resin having a
high degree of cross-linkage can be provided by a simple
method without a cross-linking agent 1n the case of applying
a resin composition which contains a polyvinyl acetal resin
having predetermined structural units, drying the resin com-
position, and 1rradiating the resin composition with ultravio-
let light having a wavelength 1n the range of 200 to 365 nm to
allow the polyvinyl acetal resin to be cross-linked. The
present inventors have further found that the atorementioned
cross-linked polyvinyl acetal resin has suificient strength and
it 15 capable of increasing strength and preventing reduction
in heat resistance of the provided thermal transter ink sheet at
an 1k layer and/or a protecting layer. Thus, the present inven-
tion has been completed.

The cross-linked polyvinyl acetal resin provided by the
production method of the present invention can have greatly
increased heat resistance and mechanical strength, and can be
adaptable to high speed printing.

In the present mvention, an ink layer and/or a protecting
layer 1s formed as follows: preparing a resin composition
containing a polyvinyl acetal resin having at least structural
units represented by the following formulas (1) to (4) and an
organic solvent; applying the resin composition to a support-
ing medium; drying the resin composition to provide an 1nk
layer precursor and/or a protecting layer precursor; and irra-
diating the ink layer precursor and/or the protecting layer
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precursor with ultraviolet light having a wavelength in the
range of 200 to 365 nm to allow a cross-linking reaction to
proceed.

The polyvinyl acetal resin at least has structural units rep-
resented by the following formulas (1) to (4):

[Chemn. 10]
(1)
—ECHz—(‘?H')—
OH
(2)
—&CHz—(‘?H—CHz—(‘?Hﬂ—
O O
e
\CH
!
(3)
—ECHz—(‘?Hﬁ—
|
.
CH;
(4)
—CH,—CH-—
),

wherein R' represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R” represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (3), (6), and (7).

[Chemn. 11]
(5)

C

O
(6)

(7)

- NH2

In the polyvinyl acetal resin, the amount of the vinyl alco-
hol unit represented by the formula (1) 1s desirably 17 mol %
or more, and desirably 40 mol % or less. If the amount thereof
1s less than 17 mol %, solubility to an organic solvent to be
used upon dissolution may be low. If the amount thereof 1s
more than 40 mol %, the polyvinyl acetal resin easily absorbs
moisture, and thereby the product may not be stably stored in
the case of using the polyvinyl acetal resin as a binder resin.

In the polyvinyl acetal resin, the amount of the acetal unit
represented by the formula (2) 1s desirably 35 mol % or more,
and desirably 80 mol % or less. If the amount thereof 1s less
than 35 mol %, the polyvinyl acetal resin may not be dis-
solved 1n an organic solvent to be used upon dissolution. Ifthe
amount thereof 1s more than 80 mol %, the amount of a
residual hydroxy group may be small, and thereby strength of

a cross-linked polyvinyl acetal resin to be provided may be
POOT.

In the polyvinyl acetal resin, an acetal group 1s formed by
acetalization of two hydroxy groups. Thus, the number of a
pair of the acetalized hydroxy groups 1s counted to obtain a
degree of acetalization 1n terms of mol % 1n this description.
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In the acetal unit represented by the formula (2), R* desir-
ably consists of a hydrogen atom, a methyl group, and a butyl
group. Such a polyvinyl acetal resin can provide a cross-
linked polyvinyl acetal resin which 1s excellent 1n properties
such as mechanical strength and solvent resistance.

In the polyvinyl acetal resin, the amount of the acetyl unit
represented by the formula (3) 1s desirably 0.1 mol % or more,
and desirably 25 mol % or less. If the amount thereof deviates
from the above range, solubility of a raw material polyvinyl
alcohol may be low, which 1nhibits an acetalization reaction.

The desirable upper limit of the amount thereof 1s 15 mol %.

In the polyvinyl acetal resin, the structural unit represented
by the formula (4) has cross-linkability. When the polyvinyl
acetal resin 1s irradiated with ultraviolet light having a wave-
length 1n the range of 200 to 3635 nm, the structural unit forms
a cross-linking structure with other functional groups in a
molecule. Thus, a cross-linked polyvinyl acetal resin after
curing has high mechanical strength as well as a reasonable
clasticity.

In the structural unit represented by the formula (4), R*
desirably has a moiety where first and second functional
groups are allowed to bond to each other directly or a moiety
where the first and second functional groups are allowed to
bond via a third functional group which 1s different from the
first and second functional groups. The first and second func-
tional groups are selected from the group consisting of the
functional groups represented by the following formulas (5),

(6), and (7).

[Chem. 12]

()
_C_

O
(6)

(7)

- NH2

In the structural unit represented by the formula (4),

examples of R” include groups represented by the following
formulas (8) and (9).

[Chem. 13]

(8)
—0—C—CH,—C—CHj

O O
[Chem. 14]
(2)
I
—(ﬁ—NH (‘3 CH, (‘3 CH,
O CH; O

In the polyvinyl acetal resin, the amount of the structural
unit represented by the formula (4) 1s desirably 0.01 mol % or
more, and desirably 50 mol % or less. If the amount thereof 1s
less than 0.01 mol %, formation of a cross-linking structure
may not so sulliciently exert 1ts eflects that the mechanical
strength may be low. If the amount thereof 1s more than 30
mol %, the degree of cross-linkage of a cross-linked body to
be provided may be so high that flexibility thereof may be low.

The degree of polymerization of the polyvinyl acetal resin
1s desirably 200 or more, and desirably 4000 or less. In the
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case where the degree of polymerization 1s 1n the above range,
a cross-linked body to be provided may be excellent 1n prop-
erties such as mechanical strength.

In the case of producing a polyvinyl acetal resin 1n which
R~ is the group represented by the formula (8), the polyvinyl
acetal resin may be produced, for example, by acetalizing a
modified polyvinyl alcohol having a p-dicarbonyl group, or
by acetalizing an unmodified polyvinyl alcohol and then add-
ing a 3-dicarbonyl group thereto. Desirable among these 1s
the method 1 which a modified polyvinyl alcohol having a
3-dicarbonyl group 1s acetalized.

The acetalization method 1s not particularly limited, and
conventionally-known methods may be employed. For
example, the acetalization may be performed by adding an
aldehyde to a solution, such as an aqueous solution of a
modified polyvinyl alcohol, an alcohol solution, a water/
alcohol mixed solution, or a dimethyl sulfoxide (DMSO)
solution, in the presence of an acid catalyst.

The aldehyde to be used 1n the acetalization 1s not particu-
larly limited. Examples thereof include formaldehyde, acetal-
dehyde, propionaldehyde, butylaldehyde, amylaldehyde,
hexylaldehyde, heptylaldehyde, 2-ethylhexylaldehyde,
cyclohexylaldehyde, furtural, glyoxal, glutaraldehyde, ben-
zaldehyde, 2-methylbenzaldehyde, 3-methylbenzaldehyde,
4-methylbenzaldehyde, p-hydroxybenzaldehyde, m-hy-
droxybenzaldehyde, phenylacetaldehyde, and [3-phenylpro-
pionaldehyde. In particular, single use of acetaldehyde or
butylaldehyde, or combination use of acetaldehyde and buty-
laldehyde 1s desirable.

The acid catalyst 1s not particularly limited, and both of
organic acids and inorganic acids may be used. Examples
thereol include acetic acid, paratoluene sulfonic acid, nitric
acid, sulfuric acid, and hydrochloric acid.

The acetalization reaction 1s desirably terminated by neu-
tralization with alkali. The alkali 1s not particularly limited,
and examples thereol include sodium hydroxide, potassium
hydroxide, ammonium, sodium acetate, sodium carbonate,
sodium hydrogencarbonate, potassium carbonate, and potas-
sium hydrogencarbonate.

Belore and after the neutralization, the modified polyvinyl
acetal resin obtained 1s desirably washed with a substance
such as water. In order to prevent contamination by impurities
contained in washing water, pure water 1s desirably used for
washing.,

The resin composition used 1n the method for producing a
thermal transfer ink sheet of the present invention may be
used 1n formation of the ink layer and of the protecting layer.

In the case of forming the ink layer by the resin composi-
tion, dyes such as a yellow dye, amagenta dye, and a cyan dye
are added thereto. Conventionally-known dyes may be used
as the dyes to be added.

In the present invention, the polyvinyl acetal resin 1s
allowed to be cross-linked by applying the resin composition
to a supporting medium; drying the resin composition to
provide an 1nk layer precursor and/or a protecting layer pre-
cursor; and irradiating the ink layer precursor and/or the
protecting layer precursor with ultraviolet light having a
wavelength 1n the range of 200 to 365 nm.

The polyvinyl acetal resin 1s allowed to be cross-linked not
by heating but by light application in the present invention,
and thereby 1t 1s possible to provide a cross-linked polyvinyl
acetal resin having sufficient mechanical strength and excel-
lent solvent resistance by a simple method.

In the case of the alorementioned polyvinyl acetal resin, it
1s possible to provide a cross-linked polyvinyl acetal resin
having a high degree of cross-linkage without applying elec-
tron beam or X-rays. Thus, decomposition of a polyvinyl
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acetal resin upon application of electron beam or X-rays can
be prevented and the polyvinyl acetal resin may be cross-
linked and cured by a simple device.

In the case of applying light having a wavelength shorter
than 200 nm, a resin may be decomposed. In the case of
applying ultraviolet light having a wavelength longer than
3635 nm, a cross-linking reaction may not be allowed to pro-
ceed sulliciently. Light desirably has a wavelength i the
range of 215 to 280 nm. The ultraviolet light having a wave-
length 1n the range of 200 to 365 nm may be a light with a
continuous spectrum or a light with a line spectrum. In the
case where the ultraviolet light 1s a light with a continuous
spectrum, the ultraviolet light may at least contain an ultra-
violet light having a wavelength in the range o1 200 to 365 nm.

A light source of the ultraviolet light having a wavelength
in the range of 200 to 365 nm 1s not particularly limited as
long as 1t can emit ultraviolet light having a wavelength 1n the
above range. Examples thereof include ultra-high pressure
mercury vapor lamps, high pressure mercury vapor lamps,
low pressure mercury vapor lamps, metal halide lamps, exci-
mer lamps, cold cathodes, UV-LED lamps, halogen lamps,
and high frequency induction UV lamps.

The support medium and the organic solvent used in the
method for producing a thermal transfer ik sheet of the
present invention are not particularly limited, and conven-
tionally-known ones used as materials for a thermal transier
ink sheet may be used.

Also, 1n the method for producing a thermal transfer ink
sheet of the present invention, the resin composition may be
applied to the support medium and dried by any methods, and
conventionally-known ones may be employed.

In the case of forming an 1nk layer and a protecting layer
and wrradiating the ink layer with ultraviolet light in the
method for producing a thermal transfer ink sheet of the
present invention, the protecting layer may be allowed to be
cross-linked by preliminary application of ultraviolet light to
be strengthened, or may be allowed to be cross-linked by
application of ultraviolet light after thermal transfer to an
image recerving sheet or at the same time of the thermal
transfer.

The method for producing an offset printing plate of the
present mvention comprises the steps of: preparing a resin
composition for an offset printing plate containing a polyvi-
nyl acetal resin at least having structural units represented by
the following formulas (1) to (4) and an organic solvent; and
irradiating the resin composition for an oifset printing plate
with ultraviolet light having a wavelength 1n the range of 200
to 365 nm to allow a cross-linking reaction to proceed,

[Chem. 15]
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-continued

(3)
—~CH,—CH——

O

C—0

CH,;

4
—ECHz—(‘?Hﬁ— @

R2

wherein R" represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (35), (6), and (7).

[Chem. 16]

()

_C_
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O
(6)

(7)

- NH2

The method for producing a negative resist of the resent
invention comprises the steps of: preparing a resin composi-
tion for a negative resist containing a polyvinyl acetal resin at
least having structural units represented by the following
formulas (1) to (4) and an organic solvent; and 1rradiating the
resin composition for a negative resist with ultraviolet light
having a wavelength 1n the range of 200 to 365 nm to allow a
cross-linking reaction to proceed,

[Chemn. 17]

1
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OH

)
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4
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RZ

wherein R' represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R” represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (35), (6), and (7).
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[Chem. 18]
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The resin composition for a negative resist of the present
invention contains a polyvinyl acetal resin at least having
structural units represented by the following formulas (1) to
(4) and an organic solvent.

[Chem. 19]
(1)
—6CH2—(‘3Hﬁ—
OH
(2)
—ﬁCHz—(‘?H—CHz—THﬁ—
O O
/
\CH
!
(3)
—eCHZ—(‘jHﬁ—
|
.
CH;
(4)
—CH,—CH-—
'

wherein R' represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R” represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (5), (6), and (7).

[Chem. 20]

()
_C_

|
O
(6)

(7)

- NH2

The present invention will be specifically described here-
inbelow.

The method for producing an oifset printing plate of the
present invention comprises the steps of: preparing a resin
composition for an offset printing plate containing a polyvi-
nyl acetal resin at least having structural units represented by
the following formulas (1) to (4) and an organic solvent; and
irradiating the resin composition for an offset printing plate
with ultraviolet light having a wavelength in the range of 200
to 365 nm to allow a cross-linking reaction to proceed.

The present mventors have made eager studies, and thus
have found that a cross-linked polyvinyl acetal resin having
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excellent solvent resistance and strength can be provided 1n
the case of 1rradiating a resin composition for an offset print-
ing plate containing a polyvinyl acetal resin having predeter-
mined structural units with ultraviolet light having a wave-
length 1n the range of 200 to 365 nm to allow the polyvinyl

acetal resin to be cross-linked. Thus, the offset printing plate
which can excellently retain its shape without a cross-linking,
agent has been completed.

The production method of an offset printing plate of the
present invention comprises the step of preparing a resin
composition for an offset printing plate containing a polyvi-
nyl acetal resin at least having structural units represented by
the following formulas (1) to (4) and an organic solvent.

In the above step, a polyvinyl acetal resin at least having,
structural units represented by the following formulas (1) to

(4) 15 used.

[Chemn. 21]
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wherein R represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (35), (6), and (7).

[Chemn. 22]
(9)

C

O
(6)

(7)

- NH2

In the polyvinyl acetal resin, the amount of the vinyl alco-
hol unit represented by the formula (1) 1s desirably 17 mol %
or more, and desirably 40 mol % or less. If the amount thereof
1s less than 17 mol %, solubility to an organic solvent to be
used upon dissolution may be low and adhesiveness to a
substrate may be poor. If the amount thereof 1s more than 40
mol %, the polyvinyl acetal resin easily absorbs moisture, and
thereby the product may not be stably stored 1n the case of
using the polyvinyl acetal resin as a binder resin.

In the polyvinyl acetal resin, the amount of the acetal unit
represented by the formula (2) 1s desirably 35 mol % or more,
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and desirably 80 mol % or less. If the amount thereof 1s less
than 35 mol %, the polyvinyl acetal resin may not be dis-
solved in an organic solvent to be used upon dissolution. If the
amount thereof 1s more than 80 mol %, the amount of a

residual hydroxy group may be small, and thereby strength of >

a cross-linked polyvinyl acetal resin to be provided may be
poor and adhesiveness to a substrate may be poor.

In the polyvinyl acetal resin, an acetal group 1s formed by
acetalization of two hydroxy groups. Thus, the number of a
pair of the acetalized hydroxy groups 1s counted to obtain a
degree of acetalization 1n terms of mol % 1n this description.

In the acetal unit represented by the formula (2), R* desir-
ably consists of at least one of a hydrogen atom, a methyl
group, and a butyl group. In particular, R' more desirably
consists ol a methyl group and a butyl group. More desirably,
a molar ratio of (methyl group):(butyl group) in R" is in the
range of 10:0 to 6:4. Such a polyvinyl acetal resin gives the
excellent balance between intermolecular hydrogen bond
force of the vinyl alcohol unit and steric hindrance of the
acetal unit, and thereby a cross-linking reaction requires less
energy. Thus, 1it1s possible to provide a cross-linked polyvinyl
acetal resin which 1s excellent in properties such as mechani-
cal strength, solvent resistance, tlexibility, and adhesiveness.

In the polyvinyl acetal resin, the amount of the acetyl unit
represented by the formula (3) 1s desirably 0.1 mol % or more,
and desirably 25 mol % or less. If the amount thereof deviates
from the above range, solubility of a raw material polyvinyl
alcohol may be low, which 1nhibits an acetalization reaction.
The desirable upper limit of the amount thereof 1s 15 mol %.

In the polyvinyl acetal resin, the structural unit represented
by the formula (4) has cross-linkability. When the polyvinyl
acetal resin 1s 1irradiated with ultraviolet light having a wave-
length 1n the range of 200 to 3635 nm, the structural unit forms
a cross-linking structure with another functional group 1n a
molecule. Therefore, a cured cross-linked polyvinyl acetal
resin has high solvent resistance, and thereby solubility dit-
fers between a light applied portion and a light unexposed
portion. The difference in solubility makes target-pattern for-
mation possible.

A highly cross-linked portion has high mechanical strength
and excellent adhesiveness to a substrate, and thereby a pro-
truding portion after development has high retentivity.

In the structural unit represented by the formula (4), R>
desirably has a moiety where first and second functional
groups are allowed to bond to each other directly or a moiety
where the first and second functional groups are allowed to
bond via a third functional group which 1s different from the
first and second functional groups. The first and second func-
tional groups are selected from the group consisting of the

functional groups represented by the following formulas (5),
(6), and (7).

[Chem. 23]

()
_C_

O
(6)

(7)

- NH2

In the structural unit represented by the formula (4),
examples of R* include groups represented by the following

formulas (8) and (9).
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[Chemn. 24]

(3)
—0—C—CH,—C—CH;

O O
[Chemn. 25]

(9)
CH;

—(C—NH—C—CH,—C—CH;

|
0O CH; 0O

In the polyvinyl acetal resin, the amount of the structural
unit represented by the formula (4) 1s desirably 0.01 mol % or
more, and desirably 50 mol % or less. If the amount thereot 1s
less than 0.01 mol %, formation of a cross-linking structure
may not so suiliciently exert 1ts effects that a pattern may be
insuificiently formed. I the amount thereof 1s more than 50
mol %, the degree of cross-linkage of a cross-linked body to
be provided may be so high that adhesiveness to a substrate
may be low.

The degree of polymerization of the polyvinyl acetal resin
1s desirably 200 or more, and desirably 4000 or less. In the
case where the degree of polymerization is 1n the above range,
a cross-linked body to be provided may be excellent 1n prop-
erties such as mechanical strength.

In the case of producing a polyvinyl acetal resin 1n which
R” is the group represented by the formula (8), the polyvinyl
acetal resin may be produced, for example, by acetalizing a
modified polyvinyl alcohol having a 3-dicarbonyl group, or
by acetalizing an unmodified polyvinyl alcohol and then add-
ing a [3-dicarbonyl group thereto.

Any conventional method may be employed for adding a
3-dicarbonyl group. Examples thereof include a method in
which 4-methylene-2-oxetanone 1s added into a solution of

dimethylsulfoxide (DMSQ).

The acetalization method 1s not particularly limited, and
conventionally-known methods may be employed. For
example, the acetalization may be performed by adding an
aldehyde to a solution, such as an aqueous solution of a
modified polyvinyl alcohol, an alcohol solution, a water/
alcohol mixed solution, or a dimethyl sulfoxide (DMSO)
solution, in the presence of an acid catalyst.

The aldehyde to be used 1n the acetalization 1s not particu-
larly limited. Examples thereof include formaldehyde, acetal-
dehyde, propionaldehyde, butylaldehyde, amylaldehyde,
hexylaldehyde, heptylaldehyde, 2-ethylhexylaldehyde,
cyclohexylaldehyde, furtural, glyoxal, glutaraldehyde, ben-
zaldehyde, 2-methylbenzaldehyde, 3-methylbenzaldehyde,
4-methylbenzaldehyde, p-hydroxybenzaldehyde, m-hy-
droxybenzaldehyde, phenylacetaldehyde, and [3-phenylpro-
pionaldehyde. In particular, single use of acetaldehyde or
butylaldehyde, or combination use of acetaldehyde and buty-
laldehyde 1s desirable.

The acid catalyst 1s not particularly limited, and both of
organic acids and inorganic acids may be used. Examples
thereol include acetic acid, paratoluene sulfonic acid, nitric
acid, sulfuric acid, and hydrochloric acid.

The acetalization reaction 1s desirably terminated by neu-
tralization with alkali. The alkali 1s not particularly limited,
and examples thereol include sodium hydroxide, potassium
hydroxide, ammonium, sodium acetate, sodium carbonate,
sodium hydrogencarbonate, potassium carbonate, and potas-
sium hydrogencarbonate.
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Before and after the neutralization, the modified polyvinyl
acetal resin obtained 1s desirably washed with a substance
such as water. In order to prevent contamination by impurities
contained in washing water, pure water 1s desirably used for
washing.,

In the present invention, the polyvinyl acetal resin 1s
allowed to be cross-linked by 1rradiating the resin composi-
tion for an offset printing plate with ultraviolet light having a
wavelength 1n the range of 200 to 365 nm.

In the case of applying light having a wavelength shorter
than 200 nm, a resin may be decomposed. In the case of
applying ultraviolet light having a wavelength longer than
3635 nm, a cross-linking reaction may not be allowed to pro-
ceed sulliciently. Light desirably has a wavelength 1n the
range of 215 to 280 nm. The ultraviolet light having a wave-
length 1n the range of 200 to 365 nm may be a light with a
continuous spectrum or a light with a line spectrum. In the
case where the ultraviolet light 1s a light with a continuous
spectrum, the ultraviolet light may at least contain an ultra-
violet light having a wavelength 1n the range 01 200 to 3635 nm.

A light source of the ultraviolet light having a wavelength
in the range of 200 to 365 nm 1s not particularly limited as
long as 1t can emuit ultraviolet light having a wavelength 1n the
above range. Examples thereol include ultra-high pressure
mercury vapor lamps, high pressure mercury vapor lamps,
low pressure mercury vapor lamps, metal halide lamps, exci-
mer lamps, cold cathodes, UV-LED lamps, halogen lamps,
and high frequency induction UV lamps.

The method for producing a negative resist of the present
invention comprises the steps of: preparing a resin composi-
tion for a negative resist containing a polyvinyl acetal resin at
least having structural units represented by the following
formulas (1) to (4); and 1rradiating the resin composition for
a negative resist with ultraviolet light having a wavelength 1n
the range of 200 to 365 nm,

[Chem. 26]
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wherein R' represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R” represents a group having two or more
functional groups, the two or more functional groups each
selected from the group consisting of the functional groups
represented by the following formulas (5), (6), and (7).
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[Chemn. 27]

()

C

O
(6)

(7)

- NH2

The present mventors have made eager studies, and thus
have found that a cross-linked polyvinyl acetal resin having
excellent solvent resistance and strength can be provided 1n
the case of 1irradiating a resin composition for a negative resist
containing a polyvinyl acetal resin having predetermined
structural umits with ultraviolet light having a wavelength 1n
the range of 200 to 365 nm to allow the polyvinyl acetal resin
to be cross-linked. Thus, the present invention has been com-
pleted.

The organic solvent used 1n the method for producing a
negative resist of the present invention 1s not particularly
limited, and conventionally-known ones may be used. A con-
ventionally-known material such as a photopolymerizable
monomer and a photopolymerization initiator may be used
together to the extent that the effects of the invention are not
suppressed.

The polyvinyl acetal resin at least having structural units
represented by the following formulas (1) to (4) and the step
of applying ultraviolet light having a wavelength 1n the range
of 200 to 365 nm are the same as those 1n the production
method of an offset printing plate of the present invention.
Thus, they are not specifically described herein.

When ultraviolet light having a wavelength 1n the range of
200 to 365 nm 1s applied to the resin composition for a
negative resist containing a polyvinyl acetal resin at least
having structural units represented by the following formulas
(1) to (4) and an organic solvent to be used i the method for
producing a negative resist of the present invention, the resin
composition for a negative resist 1s allowed to be cross-linked
to provide a negative resist having suificient solvent resis-
tance and strength.

Such a resin composition for a negative resist 1s also one
aspect of the present invention.

[Chemn. 28]
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-continued
4
—CH,— (le o @

RZ

Wherein R' represents a hydrogen atom or a C1-C20
hydrocarbon group; and R* represents a group having two or
more functional groups, the two or more functional groups
cach selected from the group consisting of the functional
groups represented by the following formulas (35), (6), and

(7).

[Chem. 29]

()
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- NH2

Eftects of the Invention

According to the present invention, 1t 1s possible to provide
a method for producing a cross-linked polyvinyl acetal resin,
which can provide a cross-linked polyvinyl acetal resin hav-
ing high mechanical strength and excellent solvent resistance
by a simple method without a cross-linking agent, and thus
can solve such problems as sheet attack, insuflicient strength,
and 1nstability of viscosity for a long time. It 1s also possible
to provide a cross-linked polyvinyl acetal resin produced by
the above method for producing a cross-linked polyvinyl
acetal resin.

It 1s also possible to provide a thermal transier ink sheet
which can provide a cross-linked polyvinyl acetal resin hav-
ing high mechanical strength by a simple method without a
cross-linking agent, and thus can solve such problems as
insuificient strength and heat resistance of an obtained ther-
mal transfer 1nk sheet.

It 1s further possible to provide a method for producing an
olfset printing plate and a method for producing a negative
resist, which can provide a cross-linked polyvinyl acetal resin
having excellent photosensitivity and alkali-washability by a
simple method without a cross-linking agent, and thus can
solve such problems as unnecessary residues and undesired
dissolution upon exposure-developing steps. It 1s also pos-
sible to provide a resin composition for a negative resist.

BEST MODE FOR CARRYING OUT TH.
INVENTION

L1

The present invention will be more specifically described
hereinbelow with reference to the examples, and the present
invention 1s not limited to these examples.

Example 1
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R” represented by the formula (8): 2 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was maintained at 20° C. To the solution was
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added 10 parts by weight of 70% nitric acid, and was further
added 16 parts by weight of butylaldehyde. Next, the solution
was cooled down to 10° C., and then 45 parts by weight of
butylaldehyde was added to the solution. After resin precipi-
tation and the subsequent 30 minute standing, 60 parts by
weilght of nitric acid was added to the solution, and then the
solution was heated up to 35° C. and was maintained for 3
hours. After the reaction had finished, washing was per-
formed under running distilled water for 10 hours. Thereafter,
sodium hydroxide was added to the solution to adjust the pH
of the solution to 8. The solution was allowed to stand at 50°
C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
(the amount of the structural unit represented by the formula
(1)) was 30 mol %, the amount of a butyral unit (the amount
of the structural unmit represented by the formula (2)) was 67
mol %, the amount of an acetyl unit (the amount of the
structural unit represented by the formula (3)) was 1 mol %,
and the amount of a structural unit having R represented by
the formula (8) (the amount of the structural unit represented
by the formula (4)) was 2 mol %.

Preparation of Resin Sheet

To 80 parts by weight of an ethanol/toluene mixed solvent
(mixing ratio: 1/1) was added 20 parts by weight of the
obtained modified polyvinyl acetal resin, and then stirred for
48 hours by a mixing rotor to be dissolved 1n the solvent.
The obtained solution was applied on a mold release-
treated polyester film by an applicator such that the thickness
of a dried material was to be 20 um. The solution was air-dried
at normal temperature for an hour to provide a modified
polyvinyl acetal resin film.

The obtained modified polyvinyl acetal resin film was 1rra-
diated with ultraviolet light (exposure dose: 3000 mJ/cm?,
application time period: 30 seconds) having a wavelength of

365 nm by a metal halide lamp (produced by SEN LIGHTS
Corp.) to provide a resin sheet.

Example 2

A resin sheet was prepared 1in the same manner as 1n
Example 1 except for irradiating the obtained modified poly-
vinyl acetal resin film with ultraviolet light (exposure dose:
1000 mJ/cm”, application time period: 30 seconds) having a
wavelength of 365 nm by a metal halide lamp (produced by
SEN LIGHTS Corp.) 1n the process of (Preparation of resin
sheet) in Example 1.

Example 3

A modified polyvinyl acetal resin was prepared in the same
manner as 1n Example 1 except for using a modified polyvinyl
alcohol (100 parts by weight, degree of saponification:
09.2%, amount of structural unit having R~ represented by the
formula (8): 4 mol %) in the process of (Preparation of modi-
fied polyvinyl acetal resin) in Example 1. In the obtained
polyvinyl acetal resin, the amount of a residual hydroxy
group was 29 mol %, the amount of a butyral unit was 66 mol
%, the amount of an acetyl unit was 1 mol %, and the amount
of an R” unit represented by the formula (8) was 4 mol %.

Next, except for using the obtained modified polyvinyl
acetal resin, a modified polyvinyl acetal resin film and a resin
sheet were prepared 1n the same manner as 1n Example 1.
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Example 4

Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl acetal resin was prepared in the same
manner as 1n Example 1 except for using a modified polyvinyl
alcohol (100 parts by weight, degree of saponification: 99%,
amount of structural unit having R* represented by the for-
mula (9): 4 mol %) 1n the process of (Preparation of modified
polyvinyl acetal resin) 1n Example 1.

In the obtained polyvinyl acetal resin, the amount of a
residual hydroxy group was 28 mol %, the amount of a butyral
unit was 67 mol %, the amount of an acetyl unit was 1 mol %,
and the amount of a structural unit having R* represented by
the formula (9) (the amount of the structural unit represented
by the formula (4)) was 4 mol %.

Next, except for using the obtained modified polyvinyl
acetal resin, a modified polyvinyl acetal resin film and a resin
sheet were prepared 1n the same manner as 1n Example 1.

Example 5
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R” represented by the formula (8): 2 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was cooled down. To the solution was added
76 parts by weight of 70% nitric acid, and were further added
40 parts by weight of butylaldehyde and 15 parts by weight of
acetaldehyde. After resin precipitation and the subsequent 30
minute standing, the solution was heated up to 35° C. and was
maintained for 3 hours. After the reaction had finished, wash-
ing was performed under running distilled water for 10 hours.
Thereatter, sodium hydroxide was added to the solution to
adjust the pH of the solution to 8. The solution was allowed to
stand at 50° C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 28 mol %, the amount of a butyral unit was 38 mol %, the
amount of an acetal unit (R': methyl group) was 31 mol %, the
amount of an acetyl unit was 1 mol %, and the amount of a
structural unit having R” represented by the formula (8) was 2
mol %.

Except for using the obtained modified polyvinyl acetal
resin, a modified polyvinyl acetal resin film and a resin sheet
were prepared 1n the same manner as 1n Example 1.

Example 6

A modified polyvinyl acetal resin film was prepared in the
same manner as 1n Example 5 by using the modified polyvinyl
acetal resin obtained in the process of (Preparation of modi-
fied polyvinyl acetal resin) in Example 5. Then, except for

irradiating the obtained modified polyvinyl acetal resin film
with ultraviolet light (exposure dose: 1000 mJ/cm?, applica-
tion time period: 30 seconds) having a wavelength of 365 nm
by a metal halide lamp (produced by SEN LIGHTS Corp.), a
modified polyvinyl acetal resin film and a resin sheet was
prepared in the same manner as in Example 5.

Comparative Example 1
Preparation of Polyvinyl Acetal Resin

A polyvinyl alcohol (100 parts by weight, degree of
saponification: 99.5%) was dissolved 1n 1200 parts by weight
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of distilled water under heating, and then the solution was
maintained at 20° C. To the solution was added 10 parts by
weight of 70% nitric acid, and was further added 16 parts by
weight of butylaldehyde. Next, the solution was cooled down
to 10° C., and then 45 parts by weight of butylaldehyde was
added to the solution. After resin precipitation and the subse-
quent 30 minute standing, 60 parts by weight of nitric acid
was added to the solution, and then the solution was heated up
to 35° C. and was maintained for 3 hours. After the reaction
had finished, washing was performed under running distilled
water for 10 hours. Thereatter, sodium hydroxide was added
to the solution to adjust the pH of the solution to 8. The
solution was allowed to stand at S0° C. for 6 hours, and then
cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
polyvinyl acetal resin.

In the polyvinyl acetal resin obtained, the amount of a
residual hydroxy group was 32 mol %, the amount of a butyral
unit was 67 mol %, and the amount of an acetyl umit was 1 mol
%.

Except for using the obtained polyvinyl acetal resin, a
polyvinyl acetal resin film and a resin sheet were prepared in
the same manner as 1n Example 1.

Comparative Example 2

A polyvinyl acetal resin film and a resin sheet were pre-
pared in the same manner as 1n Example 2 except for using the
polyvinyl acetal resin obtained 1n the process of (Preparation
of polyvinyl acetal resin) in Comparative Example 1.

Comparative Example 3

A polyvinyl alcohol (100 parts by weight, degree of
saponification: 99.5%) was dissolved 1n 1200 parts by weight
of distilled water under heating, and then the solution was
maintained at 20° C. To the solution was added 70 parts by
weight of 70% nitric acid, and were further added 335 parts by
weight of butylaldehyde and 20 parts by weight of acetalde-
hyde. After resin precipitation and the subsequent 30 minute
standing, the solution was heated up to 35° C. and was main-
tained for 3 hours. After the reaction had finished, washing
was performed under running distilled water for 10 hours.
Thereatter, sodium hydroxide was added to the solution to
adjust the pH of the solution to 8. The solution was allowed to
stand at 50° C. for 6 hours, and then cooled down. The
solution was washed under running distilled water for 2
hours, and then dehydrated and dried to provide a polyvinyl
acetal resin.

In the polyvinyl acetal resin obtained, the amount of a
residual hydroxy group was 28 mol %, the amount of a butyral
unit was 31 mol %, the amount of an acetal unit (R": methyl
group) was 40 mol %, and the amount of an acetyl unit was 1
mol %.

Except for using the obtained polyvinyl acetal resin, a
polyvinyl acetal resin film and a resin sheet were prepared in
the same manner as 1n Example 1.

Comparative Example 4

A modified polyvinyl acetal resin was prepared 1n the same
manner as in Example 1. To 80 parts by weight of an ethanol/
toluene mixed solvent (mixing ratio: 1/1) was added 20 parts
by weight of the obtained modified polyvinyl acetal resin, and
then stirred for 48 hours by a mixing rotor to be dissolved in
the solvent.
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The obtained solution was applied on a mold release-
treated polyester film by an applicator such that the thickness
of a dried material was to be 20 um. The solution was air-dried
at normal temperature for an hour, and then dried 1n an oven
at 80° C. for 30 minutes to provide a resin sheet.

Comparative Example 5

A modified polyvinyl acetal resin was prepared in the same
manner as in Example 1. To 80 parts by weight of an ethanol/
toluene mixed solvent (mixing ratio: 1/1) was added 20 parts
by weight of the obtained modified polyvinyl acetal resin, and
then stirred for 48 hours by a mixing rotor to be dissolved 1n
the solvent. The obtained solution was applied on a mold
release-treated polyester film by an applicator such that the
thickness of a dried material was to be 20 um. The solution
was air-dried at normal temperature for an hour, and then
dried 1n an oven at 100° C. for 6 hours to provide a resin sheet.

Evaluations

(1) Solubility to Solvent

The resin sheet obtained 1n each of Examples 1 to 6 and
Comparative Examples 1 to 5 was immersed in (A) an etha-
nol/toluene mixed solvent (mixing ratio: 1/1), (B) terpineol,
and (C) butanol. At 5 minutes and at a day after the start of the
immersion, the dissolution state of the resin sheet was visu-
ally observed. Table 1 shows the results.

(2) Degree of Cross-Linkage

In the case where the resin sheet was immersed in the
solvent (A) 1n the evaluation (1) Solubility to solvent, the
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solution 1n which the resin sheet had been immersed for a day
was filtered off by a mesh filter (45 mesh, opening size: about
560 um). The degree of cross-linkage was measured by the
following formula. Table 1 shows the results.

Degree of cross-linkage(%)=(weight of resin on mesh

filter/weight of resin sheet before dissolution)x

100 [Math. 1]

(3) Strength

The resin sheet obtained 1n each of Examples 1 to 6 and
Comparative Examples 1 to 5 was released from the polyester
film, and then stress at break and elastic modulus were mea-
sured by using a Tensilon tensile tester. The test sample was 1n
a size of 20 mm 1n lengthx50 mm 1n width, and the test speed
was S0 mm/minute. Table 1 shows the results.

(4) Patterning

The resin film obtained 1n each of the Examples 1 to 6 and
Comparative Examples 1 and 2 was covered with an 1iron plate
from which a letter was cut out. Then, ultraviolet light having
a wavelength 01365 nm was applied to the plate-covered resin
film from above by a metal halide lamp (produced by SEN
LIGHTS Corp.) for 30 seconds to prepare a resin sheet. The
exposure dose of ultraviolet light was set to 3000 mJ/cm? in
Examples 1 and 3 to 5 and Comparative Example 1, and 1000
mJ/cm?® in Examples 2 and 6 and Comparative Example 2.

The obtained resin sheet was washed by methanol. Then,
the washed resin sheet was visually observed whether or not
the shape of the letter was retained, and this was evaluated as
follows. Table 1 shows the results.

o: Shape was retained; and

X: Shape was not retained.

Solvility to solvent

Ethanol/toluene
mixed solvent Terpineol

5 minutes 1 day 5 minutes 1 day
Example 1 Not Not Not Not

dissolved dissolved dissolved dissolved
Example 2 Not Not Not Not

dissolved dissolved dissolved dissolved
Example 3 ~ Not Not Not Not

dissolved dissolved dissolved dissolved
Example4  Not Not Not Not

dissolved dissolved dissolved dissolved
Example 5 Not Not Not Not

dissolved dissolved dissolved dissolved
Example 6  Not Not Not Not

dissolved dissolved dissolved dissolved
Comparative Dissolved Dissolved Not Dissolved
Example 1 dissolved
Comparative Dissolved Dissolved Not Dissolved
Example 2 dissolved
Comparative Dissolved Dissolved Not Dissolved
Example 3 dissolved
Comparative Dissolved Dissolved Not Dissolved
Example 4 dissolved
Comparative Partially  Partially  Partially  Partially
Example 5  not not not not

dissolved dissolved dissolved dissolved

TABLE 1
Strength
Degree of  Stress at  Elastic
Butanol cross-linkage break  modulus
5 minutes 1 day (%) (MPa) (MPa)  Patterning
Not Not 99 RO 2500 @
dissolved dissolved
Not Not 40 60 2100 @
dissolved dissolved
Not Not 99 RO 2600 @
dissolved dissolved
Not Not 85 70 2000 @
dissolved dissolved
Not Not 99 85 2650 @
dissolved dissolved
Not Not K0 75 2500 @
dissolved dissolved
Dissolved Dissolved 0 60 1700 X
Dissolved Dissolved 0 60 1700 X
Dissolved Dissolved 0 50 1850 —
Dissolved Dissolved 0 50 1850 —
Partially  Partially 5 50 1850 —
not not
dissolved dissolved
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Example 7

Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R” represented by the formula (8): 2 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was maintained at 20° C. To the solution was
added 10 parts by weight of 70% nitric acid, and was further
added 16 parts by weight of butylaldehyde. Next, the solution
was cooled down to 10° C., and then 45 parts by weight of
butylaldehyde was added to the solution. After resin precipi-
tation and the subsequent 30 minute standing, 60 parts by
weight of mitric acid was added to the solution, and then the
solution was heated up to 35° C. and was maintained for 3
hours. After the reaction had finished, washing was per-
formed under running distilled water for 10 hours. Thereafiter,
sodium hydroxide was added to the solution to adjust the pH
of the solution to 8. The solution was allowed to stand at 50°
C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 30 mol %, the amount of a butyral unit was 67 mol %, the

amount of a structural unit having R” represented by the
formula (8) was 2 mol %, and the amount of an acetyl unit was

1 mol %.

Preparation of Resin Composition

The obtained modified polyvinyl acetal resin (10 parts by
weight), methyl ethyl ketone (40 parts by weight), and tolu-
ene (40 parts by weight) were mixed by a ball mill for 24
hours and the resin was dissolved in the solvents under stir-
ring to provide a resin composition.

Formation of Thermal Transfer Protecting Layer

The obtained resin composition was applied on a polyester
supporting medium by a coater such that the thickness of a
dried resin composition was to be 5 um. The resin composi-
tion was air-dried at normal temperature for an hour, and then
irradiated with ultraviolet light (exposure dose: 3000 mJ/cm?,
application time period: 30 seconds) having a wavelength of
365 nm by a metal halide lamp (produced by SEN LIGHTS
Corp.) to provide a thermal transfer sheet having a thermal
transier protecting layer.

Example 8

A modified polyvinyl acetal resin was prepared by using a
modified polyvinyl alcohol (100 parts by weight, degree of
saponification: 99.2%, amount of the structural unit having
R” represented by the formula (8): 4 mol %) in the process of
(Preparation of modified polyvinyl acetal resin) in Example
7.

A thermal transier sheet having a thermal transier protect-
ing layer was prepared in the same manner as 1n Example 7
except for using the obtained modified polyvinyl acetal resin.
In the obtained polyvinyl acetal resin, the amount of a
residual hydroxy group was 29 mol %, the amount of a butyral
unit was 66 mol %, the amount of a structural unit having R”
represented by the formula (8) was 4 mol %, and the amount
of an acetyl umit was 1 mol %.
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Example 9

Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of sapomification: 99%, amount of the structural unit having
R” represented by the formula (9): 4 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was maintained at 20° C. To the solution was
added 10 parts by weight of 70% nitric acid, and was further
added 16 parts by weight of butylaldehyde. Next, the solution
was cooled down to 10° C., and then 45 parts by weight of
butylaldehyde was added to the solution. After resin precipi-
tation and the subsequent 30 minute standing, 60 parts by
weight of mitric acid was added to the solution, and then the
solution was heated up to 35° C. and was maintained for 3
hours. After the reaction had finished, washing was per-
formed under running distilled water for 10 hours. Thereafter,
sodium hydroxide was added to the solution to adjust the pH
of the solution to 8. The solution was allowed to stand at 50°
C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 28 mol %, the amount of a butyral unit was 67 mol %, the
amount of a structural unit having R” represented by the
formula (9) was 4 mol %, and the amount of an acetyl unit was
1 mold.

Except for using the obtained modified polyvinyl acetal
resin, a thermal transier sheet having a thermal transter pro-

tecting layer was prepared 1in the same manner as in Example
7.

Example 10
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R” represented by the formula (8): 2 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was cooled down. To the solution was added

76 parts by weight of 70% nitric acid, and were further added
40 parts by weight of butylaldehyde and 15 parts by weight of
acetaldehyde. After resin precipitation and the subsequent 30
minute standing, the solution was heated up to 35° C. and was
maintained for 3 hours. After the reaction had finished, wash-
ing was performed under running distilled water for 10 hours.
Thereatter, sodium hydroxide was added to the solution to
adjust the pH of the solution to 8. The solution was allowed to
stand at 50° C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 28 mol %, the amount of a butyral unit was 38 mol %, the
amount of an acetal unit (R": methyl group) was 31 mol %, the
amount of an acetyl unit was 1 mol %, and the amount of a
structural unit having R” represented by the formula (8) was 2
mol %.

Except for using the obtained modified polyvinyl acetal
resin, a thermal transter sheet having a thermal transier pro-
tecting layer was prepared in the same manner as in Example

7.
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Example 11

Formation of Thermal Transfer Sheet Having
Thermal Transfer Ink Layer

To 50 parts by weight of the resin composition obtained in
Example 7 was added 4 parts by weight of a yellow dye
(ESCYellow153, produced by Sumitomo Chemical Co., Ltd.)
and sufficiently stirred to provide a mixture. The mixture was

applied on a mold release-treated polyester film by a coater
such that the thickness of a dried resin was to be 5 um. The
mixture was air-dried at normal temperature for an hour, and
then 1rradiated with ultraviolet light (exposure dose: 3000
mJ/cm?, application time period: 30 seconds) having a wave-

length o1 365 nm by a metal halide lamp (produced by SEN
LIGHTS Corp.) to provide a thermal transfer sheet having a
thermal transier 1nk layer.

Comparative Example 6

A thermal transier sheet having a thermal transfer protect-
ing layer was prepared in the same manner as 1n Example 7
except for using a polyvinyl acetal resin in which the amount
ol a residual hydroxy group was 32 mol %, the amount of a
butyral unit was 67 mol %, and the amount of an acetyl unit
was 1 mol % instead of using the modified polyvinyl acetal
resin 1n the process of (Preparation of resin composition) in
Example 7.

Comparative Example 7

A thermal transier sheet having a thermal transier protect-
ing layer was prepared in the same manner as 1n Example 7
except for using a polyvinyl acetal resin 1n which the amount
of a residual hydroxy group was 28 mol %, the amount of a
butyral unit was 31 mol %, the amount of an acetal unit (R':
methyl group) was 40 mol %, and the amount of an acetyl unit
was 1 mol % 1instead of using the modified polyvinyl acetal
resin in the process of (Preparation of resin composition) in
Example 7.

Comparative Example 8

A modified polyvinyl acetal resin and a resin composition
were prepared 1n the same manner as in Example 7. The
obtained resin composition was applied on a mold release-
treated polyester film by a coater such that the thickness of a
dried resin was to be 5 um. The resin composition was air-
dried at normal temperature for an hour, and then dried 1n an
oven at 80° C. for 30 minutes to provide a thermal transfer
sheet having a thermal transfer protecting layer.

Comparative Example 9

A modified polyvinyl acetal resin and a resin composition
were prepared in the same manner as in Example 7. The
obtained resin composition was applied on a mold release-
treated polyester film by a coater such that the thickness of a
dried resin was to be 5 um. The resin composition was air-
dried at normal temperature for an hour, and then dried in an
oven at 100° C. for 6 hours to provide a thermal transfer sheet
having a thermal transfer protecting layer.

Comparative Example 10

A thermal transier sheet having a thermal transter ink layer
was prepared 1n the same manner as in Example 11 except for

10

15

20

25

30

35

40

45

50

55

60

65

32

using a polyvinyl acetal resin 1n which the amount of a
residual hydroxy group was 32 mol %, the amount of a butyral
unit was 67 mol %, and the amount of an acetyl umit was 1 mol
% 1nstead of using the modified polyvinyl acetal resin in the
process of (Preparation of thermal transier sheet having ther-
mal transfer ink layer) in Example 11.

Evaluations

(1) Measurement of Stress at Break and Elastic
Modulus

The polyester supporting medium was released from the
thermal transier sheet obtained in each of the examples and
the comparative examples to provide a film. Then, stress at
break and elastic modulus of the film were measured by using
a Tensilon tensile tester. The test sample was 1n a size of 20
mm 1n lengthx50 mm in width, and the test speed was 50

mm/minute.

(2) Friction Resistance

The surfaces of the thermal transier ink layer and the ther-
mal transfer protecting layer of the obtained thermal transier
sheet were rubbed by a pad. Presence of a scratch on the
surfaces was observed, and evaluated as follows.

o: No scratch was observed;

x: A few scratches were observed; and

xX: Scratches were observed.

TABLE 2
Stress at Elastic
break modulus Friction
(MPa) (MPa) resistance

Example 7 R0 2500 O
Example 8 R0 2600 O
Example 9 70 2000 O
Example 10 &5 2650 O
Example 11 70 2200 O
Comparative 60 1700 X
Example 6

Comparative 50 1850 X
Example 7

Comparative 50 1850 X
Example 8

Comparative 50 1850 X
Example 9

Comparative 55 1600 X
Example 10

Example 12

Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R” represented by the formula (8): 2 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was maintained at 20° C. To the solution was
added 10 parts by weight of 70% nitric acid, and was further
added 16 parts by weight of butylaldehyde. Next, the solution
was cooled down to 10° C., and then 45 parts by weight of
butylaldehyde was added to the solution. After resin precipi-
tation and the subsequent 30 minute standing, 60 parts by
weilght of nitric acid was added to the solution, and then the
solution was heated up to 35° C. and was maintained for 3
hours. After the reaction had finished, washing was per-
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formed under running distilled water for 10 hours. Thereafter,
sodium hydroxide was added to the solution to adjust the pH
of the solution to 8. The solution was allowed to stand at 50°
C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
(the amount of the structural unit represented by the formula
(1)) was 30 mol %, the amount of a butyral unit was 67 mol %,
the amount of a structural unit having R* represented by the
formula (8) was 2 mol %, and the amount of an acetyl unit was

1 mol %.

Preparation of Resin Composition for Offset Printing
Plate

The obtained polyvinyl acetal resin (15 parts by weight)
and a solvent (ethanol, 85 parts by weight) were mixed under
stirring to provide a resin composition for an offset printing
plate.

Preparation of Molded Body for Offset Printing Plate

The obtained resin composition for an ofiset printing plate

was applied on an aluminum plate with a wire bar, and then
lett still in a drier at 90° C. for 5 minutes for drying. The dried
resin composition was covered with an 1ron plate from which
a letter was cut out. Then, ultraviolet light (exposure dose:
3000 mJ/cm?, application time period: 30 seconds) having a
wavelength 1n the range of 200 to 365 nm was applied to the
plate-covered resin composition by a metal halide lamp (pro-

duced by SEN LIGHTS Corp.) to provide a molded body for
an offset printing plate.

Example 13
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R” represented by the formula (9): 2 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was cooled down. To the solution was added
76 parts by weight of 70% nitric acid, and were further added
40 parts by weight of butylaldehyde and 15 parts by weight of
acetaldehyde. After resin precipitation and the subsequent 30
minute standing, the solution was heated up to 35° C. and was
maintained for 3 hours. After the reaction had finished, wash-
ing was performed under running distilled water for 10 hours.
Thereatter, sodium hydroxide was added to the solution to
adjust the pH of the solution to 8. The solution was allowed to
stand at 50° C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 28 mol %, the amount of an acetal unit (R": methyl group)
was 38 mol %, the amount of a butyral unit was 31 mol %, the
amount of a structural unit having R* represented by the

tformula (9) was 2 mol %, and the amount of an acetyl unit was
1 mol %.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Except for using the obtained modified polyvinyl acetal
resin, a resin composition for an ofiset printing plate and a
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molded body for an offset printing plate were prepared in the
same manner as 1n Example 12.

Example 14
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R“ represented by the formula (8): 4 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was cooled down. To the solution was added
75 parts by weight of 70% nitric acid, and were further added
20 parts by weight of butylaldehyde and 36 parts by weight of
acetaldehyde. After resin precipitation and the subsequent 30
minute standing, the solution was heated up to 35° C. and was
maintained for 3 hours. After the reaction had finished, wash-
ing was performed under running distilled water for 10 hours.
Thereatter, sodium hydroxide was added to the solution to
adjust the pH of the solution to 8. The solution was allowed to
stand at 50° C. for 6 hours, and then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 27 mol %, the amount of an acetal unit (R": methyl group)
was 58 mol %, the amount of a butyral unit was 10 mol %, the
amount of an acetyl unit was 1 mol %, and the amount of a

structural unit having R” represented by the formula (8) was 4
mol %.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Except for using the obtained modified polyvinyl acetal
resin, a resin composition for an offset printing plate and a
molded body for an offset printing plate were prepared in the
same manner as 1n Example 12.

Example 15
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 98.8%, amount of the structural unit having
R” represented by the formula (8): 3 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was cooled down. To the solution was added
40 parts by weight of 70% nitric acid, and was further added
60 parts by weight of acetaldehyde. After resin precipitation
and the subsequent 30 minute standing, 70 parts by weight of
nitric acid was added to the solution, and then the solution was
heated up to 35° C. and was maintained for 3 hours. After the
reaction had finished, washing was performed under running
distilled water for 10 hours. Thereafter, sodium hydroxide
was added to the solution to adjust the pH of the solution to 8.
The solution was allowed to stand at 50° C. for 6 hours, and
then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 26 mol %, the amount of an acetal unit (R': methyl group)
was 70 mol %, the amount of an acetyl unit was 1 mol %, and
the amount of a structural unit having R* represented by the
formula (8) was 3 mold.
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Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Except for using the obtained modified polyvinyl acetal
resin, a resin composition for an offset printing plate and a
molded body for an offset printing plate were prepared 1n the
same manner as 1n Example 12.

Example 16
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 99.5%, amount of the structural unit having
R” represented by the formula (9): 5 mol %) was dissolved in
1200 parts by weight of distilled water under heating, and
then the solution was cooled down. To the solution was added
40 parts by weight of 70% nitric acid, and was further added
60 parts by weight of acetaldehyde. After resin precipitation
and the subsequent 30 minute standing, 70 parts by weight of
nitric acid was added to the solution, and then the solution was
heated up to 35° C. and was maintained for 3 hours. After the
reaction had finished, washing was performed under running
distilled water for 10 hours. Thereafter, sodium hydroxide
was added to the solution to adjust the pH of the solution to 8.
The solution was allowed to stand at 50° C. for 6 hours, and
then cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
modified polyvinyl acetal resin. In the modified polyvinyl
acetal resin obtained, the amount of a residual hydroxy group
was 25 mol %, the amount of an acetal unit (R": methyl group)
was 69 mol %, the amount of an acetyl unit was 1 mol %, and

the amount of a structural unit having R* represented by the
formula (9) was 5 mol %.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Except for using the obtained modified polyvinyl acetal
resin, a resin composition for an ofiset printing plate and a
molded body for an offset printing plate were prepared 1n the
same manner as 1n Example 12.

Example 17
Preparation of Modified Polyvinyl Acetal Resin

A modified polyvinyl alcohol (100 parts by weight, degree
of saponification: 99.2%, amount of the structural unit having
R? represented by the formula (9): 2 mol %, the amount of a
carboxyl group: 2 mol %) was dissolved 1n 1200 parts by
weight of distilled water under heating, and then the solution
was cooled down. To the solution was added 40 parts by
weight of 70% nitric acid, and was further added 60 parts by
weight of acetaldehyde. After resin precipitation and the sub-
sequent 30 minute standing, 70 parts by weight of nitric acid
was added to the solution, and then the solution was heated up
to 35° C. and was maintained for 3 hours. After the reaction
had finished, washing was performed under running distilled

water for 10 hours. Thereafter, sodium hydroxide was added
to the solution to adjust the pH of the solution to 8. The

solution was allowed to stand at 50° C. for 6 hours, and then

cooled down. Next, the solution was washed under running
distilled water for 2 hours, and then dehydrated and dried to
provide a modified polyvinyl acetal resin.
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In the modified polyvinyl acetal resin obtained, the amount
of a carboxylic acid-modified group was 2 mol %, the amount
of a residual hydroxy group was 25 mol %, the amount of an
acetal unit (R': methyl group) was 70 mol %, the amount of an
acetyl umit was 1 mol %, and the amount of a structural unit
having R” represented by the formula (9) was 2 mol %.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Except for using the obtained modified polyvinyl acetal
resin, a resin composition for an offset printing plate and a
molded body for an offset printing plate were prepared 1n the
same manner as 1n Example 12.

Example 18

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

The resin composition for an offset printing plate obtained
in Example 17 was applied on an aluminum plate with a wire
bar, and then dried by a drier at 90° C. for 5 minutes. The dried
resin composition was covered with an 1ron plate from which
a letter was cut out. Then, ultraviolet light (exposure dose:
3000 mJ/cm?, application time period: 30 seconds) having a
wavelength 1n the range of 230 to 400 nm was applied to the
plate-covered resin composition by a metal halide lamp (pro-

duced by SEN LIGHTS Corp.) to provide a molded body for
an offset printing plate.

Comparative Example 11
Preparation of Polyvinyl Acetal Resin

A polyvinyl alcohol (100 parts by weight, degree of
saponification: 99.5%) was dissolved 1n 1200 parts by weight
of distilled water under heating, and then the solution was
maintained at 20° C. To the solution was added 10 parts by
weight of 70% nitric acid, and was further added 16 parts by
weight of butylaldehyde. Next, the solution was cooled down
to 10° C., and then 45 parts by weight of butylaldehyde was
added to the solution. After resin precipitation and the subse-
quent 30 minute standing, 60 parts by weight of nitric acid
was added to the solution, and then the solution was heated up
to 35° C. and was maintained for 3 hours. After the reaction
had finished, washing was performed under running distilled
water for 10 hours. Thereatter, sodium hydroxide was added
to the solution to adjust the pH of the solution to 8. The
solution was allowed to stand at S0° C. for 6 hours, and then
cooled down.

Next, the solution was washed under running distilled
water for 2 hours, and then dehydrated and dried to provide a
polyvinyl acetal resin.

In the polyvinyl acetal resin obtained, the amount of a
residual hydroxy group was 32 mol %, the amount of a butyral

unit was 67 mol %, and the amount of an acetyl umit was 1 mol
%.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Exceptfor using the obtained polyvinyl acetal resin, aresin
composition for an offset printing plate and amolded body for
an offset printing plate were prepared 1n the same manner as
in Example 12.
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Comparative Example 12

Preparation of Polyvinyl Acetal Resin

A polyvinyl alcohol (100 parts by weight, degree of
saponification: 99.5%) was dissolved 1n 1200 parts by weight
of distilled water under heating, and then the solution was
maintained at 20° C. To the solution was added 70 parts by
weight of 70% nitric acid, and were further added 35 parts by
weight of butylaldehyde and 20 parts by weight of acetalde-
hyde. After resin precipitation and the subsequent 30 minute
standing, the solution was heated up to 35° C. and was main-
tained for 3 hours. After the reaction had finished, washing,
was performed under running distilled water for 10 hours.
Thereatter, sodium hydroxide was added to the solution to
adjust the pH of the solution to 8. The solution was allowed to
stand at 50° C. for 6 hours, and then cooled down. The
solution was washed under running distilled water for 2
hours, and then dehydrated and dried to provide a polyvinyl
acetal resin.

In the polyvinyl acetal resin obtained, the amount of a
residual hydroxy group was 28 mol %, the amount of an acetal
unit (R': methyl group) was 40 mol %, the amount of a butyral

unit was 31 mol %, and the amount of an acetyl umit was 1 mol
%.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Except for using the obtained polyvinyl acetal resin, a resin
composition for an offset printing plate and a molded body for
an offset printing plate were prepared 1n the same manner as
in Example 12.

Comparative Example 13
Preparation of Polyvinyl Acetal Resin

A polyvinyl alcohol (100 parts by weight, degree of
saponification: 99.5%) was dissolved 1n 1200 parts by weight
of distilled water under heating, and then the solution was
maintained at 20° C. To the solution was added 73 parts by
weight of 70% nitric acid, and were further added 25 parts by
weight of butylaldehyde and 335 parts by weight of acetalde-
hyde. After resin precipitation and the subsequent 30 minute
standing, the solution was heated up to 35° C. and was main-
tained for 3 hours. After the reaction had finished, washing
was performed under running distilled water for 10 hours.
Thereatter, sodium hydroxide was added to the solution to
adjust the pH of the solution to 8. The solution was allowed to
stand at 50° C. for 6 hours, and then cooled down. The
solution was washed under running distilled water for 2
hours, and then dehydrated and dnied to provide a polyvinyl
acetal resin.

In the polyvinyl acetal resin obtained, the amount of a
residual hydroxy group was 29 mol %, the amount of an acetal
unit (R': methyl group) was 46 mol %, the amount of a butyral

unit was 24 mol %, and the amount of an acetyl umit was 1 mol
%.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Except for using the obtained polyvinyl acetal resin, a resin
composition for an offset printing plate and amolded body for
an offset printing plate were prepared 1n the same manner as
in Example 12.
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Comparative Example 14

Preparation of Polyvinyl Acetal Resin

A polyvinyl alcohol (100 parts by weight, degree of
saponification: 99.5%) was dissolved 1n 1200 parts by weight
of distilled water under heating, and then the solution was
maintained at 20° C. To the solution was added 40 parts by
weight of 70% nitric acid, and was further added 60 parts by
weilght of acetaldehyde. After resin precipitation and the sub-
sequent 30 minute standing, 70 parts by weight of nitric acid
was added to the solution, and then the solution was heated up
to 35° C. and was maintained for 3 hours. After the reaction
had finished, washing was performed under running distilled
water for 10 hours. Thereafter, sodium hydroxide was added
to the solution to adjust the pH of the solution to 8. The
solution was allowed to stand at 50° C. for 6 hours, and then
cooled down. The solution was washed under running dis-
tilled water for 2 hours, and then dehydrated and dried to
provide a polyvinyl acetal resin.

In the polyvinyl acetal resin obtained, the amount of a
residual hydroxy group was 27 mol %, the amount of an acetal

unit (R*: methyl group) was 72 mol %, and the amount of an
acetyl unit was 1 mol %.

Preparation of Resin Composition and Molded Body
for Offset Printing Plate

Exceptfor using the obtained polyvinyl acetal resin, aresin
composition for an offset printing plate and amolded body for
an offset printing plate were prepared 1n the same manner as
in Example 12.

Comparative Example 15

Preparation of Polyvinyl Acetal Resin

The resin composition for an offset printing plate obtained
in Example 17 was applied on an aluminum plate with a wire
bar, and then dried by a drier at 90° C. for 5 minutes. The dried
resin composition was covered with an 1ron plate from which

a letter was cut out. Then, light (exposure dose: 2000 mJ/cm?,
application time period: 30 seconds) having a wavelength 1n
the range of 400 to 600 nm was applied to the plate-covered
resin composition to provide a molded body for an offset
printing plate.

Evaluations

Evaluation of Alkali-Washability (Washability
and Patterning)

(1)

The obtained molded body for an oflset printing plate was
washed with a cooled aqueous solution of 0.1% sodium car-
bonate. The offset printing plate obtained after the washing
was observed by an optical microscope, and was evaluated as
follows.

Washability

o: The molded body was pertectly cleaned;
A: The molded body was cleaned, but not perfectly; and
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X: A protruding portion and a recessed portion were 1indis-
tinct on the offset printing plate.

Patterning

o: The shape was retained; and
x: The shape was not retained.

(2).

Evaluation of Oifset Printing Performance

Printing was performed by using the obtained offset print-
ing plate. The obtained 1image-printed portion was visually
observed and evaluated as follows:

o: Contrast was clear between the image-printed portion
and the other portion;

A: Contrast was not clear between the image-printed por-
tion and the other portion; and

X: Printing was impossible.

TABLE 3

Ratio of
methyl group:butyl group
in acetal group

Alkali-washability

(mol % to the whole amount) Patterning

Example 12 0:10 (0 mol %:67 mol %) O X
Example 13 5.5:4.5 (38 mol %:31 mol %) O A
Example 14  8.5:1.5 (58 mol %:10 mol %) O O
Example 15 10:0 (70 mol %:0 mol %) O O
Example 16  10:0 (69 mol %:0 mol %) O O
Example 17 10:0 (70 mol %:0 mol %) O O
Example 18  10:0 (70 mol %:0 mol %) O O
Comparative 0:10 (0 mol %:67 mol %) X X
Example 11

Comparative 5.5:4.5 (40 mol %:31 mol %) X A
Example 12

Comparative 6.6:3.4 (46 mol %:24 mol %) X O
Example 13

Comparative 10:0 (72 mol %:0 mol %) X O
Example 14

Comparative 10:0 (70 mol %:0 mol %) X O
Example 15

INDUSTRIAL APPLICABILITY

According to the present invention, 1t 1s possible to provide
a method for producing a cross-linked polyvinyl acetal resin,
which can provide a cross-linked polyvinyl acetal resin hav-
ing high mechanical strength and excellent solvent resistance
by a simple method without a cross-linking agent, and thus
can solve such problems as sheet attack, insufficient strength,
and 1nstability of viscosity for a long time, and to provide a
cross-linked polyvinyl acetal resin produced by the above
method for producing a cross-linked polyvinyl acetal resin.

It 1s also possible to provide a method for producing a
thermal transfer ink sheet which can provide a cross-linked
polyvinyl acetal resin having high mechanical strength by a
simple method without a cross-linking agent, and thus can
solve such problems as insuilicient strength and heat resis-
tance of a thermal transfer ink sheet.

It 1s also possible to provide a method for producing an
offset printing plate and a method for producing a negative
resist, which can provide a cross-linked polyvinyl acetal resin
having excellent photosensitivity and alkali-washability by a
simple method without a cross-linking agent, and thus can
solve such problems as unnecessary residues and undesired
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dissolution upon exposure-developing steps, and to provide a
resin composition for a negative resist.

The invention claimed 1s:

1. A method for producing a cross-linked polyvinyl acetal

resin, comprising the step of

irradiating a polyvinyl acetal resin at least having structural
units represented by the following formulas (1) to (4)
with ultraviolet light having a wavelength 1n a range of

200 to 365 nm,

1
—CH,—CH—=— .

OH

Offset
printing

=< OO0 0O000F

e

e

Washability  performance

-continued

)
—~CH,—CH—CH,—CH—— .

\ \
O O
\CH/

(3)

4
—ECHz—(‘?Hﬁ— @

R2

wherein R' represents a hydrogen atom or a C1-C20 hydro-
carbon group; and R* is a group represented by the
following formula (9)
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(9)
CH;

—C—NH—C—CH,—C—CHx.

| | :

O CH; O

2. The method for producing a cross-linked polyvinyl
acetal resin according to claim 1,

wherein R' is a methyl group or a butyl group. 10
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